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© A low dielectric constant, controlled coefficient of thermal expansion, low cost material wfiich includes 
uniformly distributed aerogel microspheres having voids in molecular dimension (at nanoscale) is prepxared by 
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gel technique and supercritical drying of the sol-^i particulates. Laminates including this material can be drilled 
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aerogel microsphere containing composite resins, when the resin is a photosensitive polymer, can be applied to 
substrate surfaces such as ceramic or multilayer ceramic substrates and photolithographically processed. 
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This invention relates to a dielectric material for use in electronic applications where low dielectric 
constant is important, and a process for making same. 

More particularly, this invention relates to a material useful in a printed circuit board (PCB) structure, 
which may include more than one conductive layer and may incorporate electrical interconnections called 
5 blind vias, or through holes, between two or more conductive layers. This invention is also well suited for 
use as a substrate material for surface mounted integrated circuits. 

Most particularly, this invention relates to a material and printed circuit board comprised thereof which 
includes a polymer matrix composite material having sol-gel derived glassy microspheres with nanoscale 
porosity. In other words, the dispersed phase comprises molecularly porous aerogel microspheres. The 
w aerogel microspheres are derived from the spherical sol-gel particulates after supercritical drying. The 
microspheres deNne voids, the sizes of which are at molecular levels and can be tailored by varying the gel 
processing chemistry, such as using a catalyst, and process techniques. The presence of molecularly 
porous gel particulates/microspheres imparts a uniform, low dielectric constant and improved thermal 
stability and thermal expansion to the composite thus produced. The term "sol-gel particulates" includes as 
16 one particular type, monosize microspheres. 

The invention is particularly suitable for use in VLSI {Very Large Scale Integrated) structures. 

In addition, this invention relates to a filler material and process for making a filler material suitable for 
use as the dispersed phase in a high performance polymer matrix. 

Alternatively, properties of the filled polymer, such as excellent heat transfer, low alpha particle 
20 emission and controlled coefficient of thermal expansion and ftowability make it suitable also as an 
encapsulant between the surface mounted chip and the printed circuit t>oard in the flip chip, i.e. C4 
(controlled collapse chip connection) technology. 

The necessity of developing ever-increasingly high speed computers has led to the exploration of new 
materials which woukJ extend the electrical and thermal performance limits of the presently available 
26 technology. For high speed applications it is necessary to have extremely dense conductor circuitry 
patterning on low dielectric constant (Er) insulating material. Signal transmission delay time is proportional 
to the square root of the dielectric constant of the dielectric material used, as expressed by 

Td = E, V D/C 

30 

where To is the transmission delay time. Er is the dielectric constant of the material. C is the velocity of 
light (3x10'*m/sec) and D is the length of the signal path. The equatk)n indicates that the lower the dietectrk; 
constant, the faster the signal propagation. 

Lower Er also reduces crosstalk between adjacent circuit lines. Ideally, the value of the Er shouM 

35 approach as a limit 1.0, the value in a vacuum. For new computer systems to become faster, system cycle 
times must beconr>e shorter. With the next generation of computers, the delay time contributed by signal 
travel within the PCB's will Ijecome very significant, hence the need for lower Er laminate materials. Future 
products are expected to require overall Er's of 3.0 or below. Such tow Er's are impossibie to obtain without 
new materials, since the Er's of conventional FR4 epoxy resin and common fiber glass reinforcement are 

40 typtoally on the order of 4 and 6 respectively. The effective Er of such composite nr^aterials can usually be 
approximated by a simple weighted average of the Er of each individual component and its volume fraction 
contained in the composite. For example, prepreg laminates within conventional circuit boards are traditton- 
ally made up of a base reinforcing glass fabric impregnated with a resin. Epoxy/glass laminates, used in 
current products, typtoally contain about 40% by weight fiber glass and 60% by weight epoxy resin, and 

46 typtoally have an Er of approximately 4.2. Such a relatively high Er causes electrical pulses (signals) 
present in the highly dense adjacent signal circuit lines in future products to propagate less rapidly, 
resulting in excessive signal delay time. 

Pure fluoropolymers such as polyteti-afluoroethylene (PTFE), have Er's of approximately 2.1. However, 
using such a material atone in construction of a circuit board laminate is impracttoal, due to its generally 

60 poor mechanical properties and chemtoal inertness. One alternative is to use fluoropolymer as one of the 
cornponenis of a composite laminate material, such as the fiber in tho reinforcing doth. An example of this 
is the t-eated PTFE fabric prepreg produced by W. L. Gore and Associates, of Newark, Delaware. When 
this type of fabric is used to replace fiber glass in conventional epoxy/glass laminates, the Er drops to 2.8. 
However, use of this fabric presents certain disadvantages. Because of the comparatively tow modulus of 

66 pure PTFE, thin laminates made with these materials are not very rigid, and require special handling. Also 
when laminates incorporating PTFE fabric are drilted, uncut PTFE fibers tend to protrude into the drilled 
holes and are difficult to rerrove. In order to obtain good plating adhesion, exposed PTFE surfaces are 
commonly treated using either an expensive chemical requiring special handling in a nih'ogen atmosphere 
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or bv Dlasma processing, which must penetrate high aspect ratio through holes. Certainly one o the toggest 
d s^dva^teges Of ptFE fabric laminate is cost, not only the higher cost due to addrt,onal processing 
^^rements and equipment modification, but also the considerable cost of purchasing the prepreg matenal 

'''"Lther property which is considered in predicting the performance of a laminated dietectnc material is 
the cJ^fficieSt o7*ermal expansion (CTE). It is desirable to closely match the coeffK..ents o^ therma 
expi'oT nl X and the redirections of the dielectric material to that of tt,e adjacent «;P^^ ^'^h 'S 17 
parts per million (ppm), contained in the PCB in order to prevent cracking of soldered lo.nts l.nk.ng the PCB 
toTs^rface mounted device. The X and Y direction CTE's are nom^ally controll«l by f « Q'^^f 
L matrix. However, these fibers do not control Z direction CTE. Z direction CTE mus also be control^ n 
ordeTto prevent cracking of copper plated through holes during heat cycling. Heat cycling occurs as heat ,s 
aX foZ^ by coo'ing wSen preparing or reworking solder connections, and in other -^anufactunng 
p?oce^s and is generated during current ftow when the finished board is in operation. One way to modrfy 
t' e cTo't r^lymer is by the ui of fillers such as quartz and ^lica partiCes^Fillers "l^l^^^^-^J'^^^ 
m^x polymer to which they are added by the use of a coupling agent, often a silane based organic 
S)mpou^^e coupling agent improves the bonding between the filler and the P^'V^'^ 
tot^ interfacial area, i.e the area of contact between the filler particle arnl the polymer of the matnx. wt,.ch 
also improves both electrical and mechanical performance. »„„ri«nn 
^e CTE Of a d«lectric material changes markedly when an inflection pent ^^^^^J^J'^^^^ 
temperature (Tg). i.e. softening point, is reached. Since the expansKm rate of the dietectric matenal 
^Sts insiderably when the T^^ is reached, it is desirable for a dielectric matenal to have a high Tg 
w"l1S eTtX ature the materia will see in the metime of the device, in order to minimize s^^s^s. 
E«^r^ovolac-based dielectric materials, for example, are consWered to have a relat^ely high Tg^ 
Tr^^rZ degrees C or greater. Other characteristics associated with high Tg often include tow 
SS^re aLsorptSi and chemical inertness. It should be noted that the presence 07''^^^.'" 
^SJes^^ftening point (Tg) of the polymer. In other words, the dimens.ooal stab.lrty at higher 
^^:Lr(sti"rk,w T^) imUves in the presence of a filler. ^.^P-^- ^l^, J^^^ ^^^^^^^^ 
thern^ conductivity of the polymer layer and thus, the heat dissipation in the dielectric layer will be 
eSed Hiiussion of Tg is found on pp. 555-560 of Microelectronics Packaging Handbook. Tummala 
etT^^'pilJSed by Van .i,strand Reinhold. New York. T989:Mn¥i?i55fp^^ 

it is ;,^efore an object of the invention to provWe a k)w dielectric Prepreg matenal ^^'^J'^J^ J 
laminaL printed circuit boards, optionally in conjunctk^n with surface mounted devices such as in direct 

VfHtvTnSi' provides a filled tow dielectrto material having controlled low X. Y and Z direction CTE, 

Dolvmer and microspheres having a median diameter in ttie range of about 10 nm to about 1000 nm (atwut 
?S)Tg^omTto atJ,ut 10.000 /Siflstroms) are provided: the diameter of voids in *ef '™<^~«P''«'«« ''^ 
Tra^arrabout 2 nm to about 50 nm (about 20 Angstroms to about 500 Angstroms). Moreover this type 
« TZSauT^ oTufactured and processed using conventional impregnation, extrusion and lamination 

^^^rTeTSS o, making a microp^s si..a fil^ unifon., ^^^j^^^^^^ 
sokMl techntaue explained further hereinafter, and a prepreg material comprised thereof is provided. 
"X nir^iei fillers can be dispersed in photcsens... polymer, such a. Pjo^^^^^^^^^^ 
^ resin and 90 dispersed can be applied to the outer surfaces of a ceramic earner, arcuit board or layer 
tZ^f or on n^ar substraTe intended to be circuftized to produc* a pattern for metdlization. 
Satt^n^ ^ cu ^ by conventional lithographic techniques. This procedure is pos«ble only because 
Sf m^J^lyTne parttote size of the aerogel. Because of the nanoscale porosrty and the nature of pore 
nl!lr^aL«^ilTfransparent to a large part of the spectmm in the visible and ultraviolet region. The 
r^^or« ill^'r;^ -d reduces the coefficient of them,^ expan.on 

^""""^h^'anTX objects of the present invention are achieved in an etoctronto packaging structiire 
compr^TcirSzed substrate, such as a printed circuit board, comprised of at least one layor of metal 
cSS'^ZdieSto prepreg material. Optionally, the packaging structure may include a full Panel ftox^e 
55 fil^ 'Jlipcarrier ha^^ a. I^ast one semiconductor chip, or other such etectronic device, mounted thereon 

""Tt^L'iJ^i material of the circuitized substrate includes, preferably, a fluoropolymertow CTE liquid 
crysSSrpS^^ ?abrk: or film reinforced halogenated epoxy. fluoropolymer resin or other polymer rosin 
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listed in Table i, filled with monosize gel-derived glassy aerogel microspheres defining a porosity in 
molecular level, in nanoscale (i.e. approximately equal to 3 nm (30 Angstroms). The porosity in the gel 
microsphere is retained and controlled by the supercritical drying of wet sol-gel particulates. Aerogels are 
sol-gel derived, super-critically dried materials with densities between about 50 to about 500 kg/m^, 

6 corresponding to porosities of about 98% to about 80%. The pore structure in the gel microsphere extends 
from a range of about 1 nm (10 Angstroms) to about 100 nm (1,000 Angstroms). 

The size and volume fraction of the porosity or voids in the microsphere is controlled by the sol-gel 
synthesis chemistry, the drying technique and the thermal history of the sol-gel microspheres. It is the 
supwrcritical drying of the microsphere which is a unique approach for maintaining the original nanoscale 

10 porosity of the wet gel in very high volume fractions. Conventional drying causes the collapse of the pores 
or voids generated during the polymerization process and the trapping of solvents and water in the voids. It 
is extremely difficult to eliminate the residual organics and water from the conventionally dried particulates, 
and the presence of the organics and water is not acceptable. 

The composite resin, having monosize moleculariy porous microspheres prepared by the sol-gel 

IS technique, can used to manufacture PCB laminates by the conventional laminating techniques, thereby 
being suitable for low cost manufacture on existing equipment. The supercritical drying of sol-gel monoliths 
has been reported, but nothing is known in the art on the supercritical drying of monosized sol-gel 
particulates and their subsequent use in the fabrication of laminates or polymer matrix composites for the 
electronic packaging application. The filler of the present invention has an average diameter of atx)ut three 

20 orders of magnitude smaller than commercially available hollow microsphere filler, which makes it possible 
to incorporate more air into the dielectrrc and more neariy approach the value of the ideal dielectrk: 
constant. Moreover, these aerogel microspheres are not completely hollow. They have a skeletal silica 
network, as a result the mechanical properties of these microspheres are much superior to the mechanical 
properties of completely holkDw, relatively large microspheres with one large pore, such as a microballoon. 

25 The filler material of the present invention is composed of pure inorganic phase silicate or mixed 
inqrjan^ic-organic silicate aerogels, (i.e. super-critically dried gels) as the dispersed phase in a low dielectrrc 
constant polyrrier matrix to form a composite. The composite thus composed may be in either in the form 
of a layer thin film or in the fonm of a thk:k laminated substrate. The size and volume fraction of the 
incorporated voids in the fyitcrosphere filler can be controlled by tailoring the chemistry of gel preparation 

30 and the thenmal treatment of the supercritically dried gels. 

Fig. la is a Scanning Electron Micrograph (SEM) of a photopattemed epoxy-aerogel composite 

film at lOOx magnification. 

Rg. lb is an SEM of a photopattemed epoxy-quartz partkiulate composite film showing surface 

roughness due to the size of the particulates and poor couplir>g at the particulate/resin 
36 interface. 

Fig. 2 is a typrcal representation of monosized aerogel microsphere particulates dispersed in 

an epoxy resin. The diameter of each is about 200 nm. 

Fig. 3 is a transmission micrograph of silica aerogel showirig the voids inside the micro- 

spheres. 

40 Fig. 4 is an SEM of silica aerogel partculates dispersed in the epoxy resin. 

Fig. 5 is an SEM of conventional quartz powder dispersed in the epoxy resin shown at a 

magnification of lOOOx. 

Figs. 6 and 7 are SEMs of a photopattemed composite comprising conventtonal quartz powder (10% 
Novacite) dispersed in the epoxy resin. 
4s Rgs. 8 and 9 are SEMs of a photopattemed composite comprising silk;a aerogel partrculates dis- 
persed in the epoxy resin. 

Rg. 10 is a graph of a typical process silica gel sintering. 

Rg. 11 is an SEM of a composite comprising a high volume fraction of dispersed aerogel 

particulates dispersed in the epoxy resin. 
60 Rg. 12 is an SEM of a composite comprising a commercial quartz powder dispersed in the 

epoxy resin in the same weight fraction as are the aerogel particulates. 
Rg. 13 is an SEM of 10% by weight silk:a aerogel particulates dispersed in photosensitive 

epoxy resin. 

Rg. 14 is an SEM of 10% by weight commercial quartz partrculates dispersed in photosensitive 

56 resin. 

Table 1 shows the dielectrk: constants for a number of polymers of potential use as matrices in tt>e 
present invention. 

Table 2 shows the dielectric constant for the SiOa aerogel at various densities. 



4 



EP 0 512 401 A2 



Table 3 shows the effect of distillation on the purity of ethyl silicate. 

Table 4 shows the dielectric constant of SiOz aerogel as a function of volume fraction of voids. 
Table 5 shows the estinaated dielectric constants of polyrr^er nnatrix composites as a function of varying 
volume traction of voids. 

5 Conventional thermoplastic fluoropotymer resin materials have an inherently low dielectric constant. 
However, the thermoplastic nature and the resulting poor thermal dimensional stability nonmally substantially 
prevent the use of fluoropolymers in laminates. While it is known that the presence of certain types of filler 
particles can improve the thermal behavior of dielectric resin materials, not all fillers have a beneficial effect 
on the dielectric constant. Thermosetting dielectric resin materials present many advantages over thermo- 

10 plastic fluoropolymers, including better dimensional stability and processability. However, their dielectric 
constant is often higher. If it were possible to incorporate air as a uniformly distributed filler of reproducible 
size and shape into a conventionally processable resin material, the dielectric constant of the resulting 
material would be reduced rather than raised, since the dielectric constant of air is closest to that of 
vacuum. The present invention offers a novel approach to introducing a large void capacity in the 

76 microspheres. The fabrication of submicron size aerogel monosize microspheres having nanoscale voids 
opens up the route of introducing the maximum amount of air, which has the dielectric constant closest to 
ideal, into the glassy or polymeric microspheres with a uniform distribution of voids and without deteriorat- 
ing the mechanical properties. A typical representation of monosized aerogel microsphere particulates is 
shown in Fig. 2. 

20 Although it has been recognized for approximately ten years that microspheres might, by incorporating 
air, lower the dielectric constant of a dielectric laminate, such materials are still not commercially available. 

Microsphere size is also important relative to general reliability. Future circuit board designs will involve 
lower impedances. Lower impedances require thinner dielectric layers. Obviously, thinner dielectric layers 
require a smaller size of filler particle in order to prevent shorting through the thin dielectric layer in case of 

25 breakage of even one hollow microsphere. When smaller mrcrospheres are used, reliability is improved. 
Improvement of reliability is based on the folkming facts. The microspheres of the invention are exfremely 
small (submicron size), tfie voids being on a molecular level. Moreover, the thermal treatment to which the 
microspheres are subjected induce sintering and densification which improves tiie mechanical properties. It 
is therefore drfficutt to break or damage the mk:rospheres during fabrication and lamination process steps. 

30 It Should be noted that the mrcrospheres of the present invention are not perfectiy hollow spheres, they 
are spheres made with a matrix of silica/siticate phase having voids in the size ranging from atx)ut 1 nm to 
about 10 nm (about 10 Angstroms to al:)0ut 100 Angstroms). The size of the spheres themselves can be 
made monosize and the size can range from about about 10 nm to about 1000 nm (about 100 Angstroms to 
about 10,000 Angstroms). A transmission election micrograph (TEM) of silica aerogel particulates is shown 

35 in Fig. 3. Because of the nanoscale porosity and the silica skeletons within the nanoscale pores, the 
mechanical properties, particularly the stiffness and compressive strength of the composite which incor- 
porates them is higher than a composite whrch incorporates large pore microspheres. 

The removal of the hydroxyl groups to Vrm several ppm level is achieved by following the schedule 
given below. Thus the influence of hydroxyl content on electrical properties such as dielectrk; loss tangent, 

40 an indication of the loss of dielectric function due to the presence of moisture borne impurities can be 
eliminated. Moreover, because of the absence of bnk: and metallic impurities due to distillation eliminates 
the contiibution to the dielectiic k>ss tangent by those impurities. 

Procedure for Renrxwal of hydroxyl group: 
Room temperature to 300 degrees C, in air or oxygen, heating at a rate of 300 degrees C/hr; 

46 Holding at 300 degrees C for about 2 to about 5 hrs in dry air or oxygen; 

Heating from 300 degrees C to 600 degrees C in air or oxygen at a heating rate of 300 degrees C/hr; 
Holding at 600 degrees 0 for about 2 to about 4 hrs in a dry air or oxygen ftowing environment; 
The dehydration or renwval of residual OH" groups is dor>e by flowing Cfe/Ar or He for a short time 
(approximately equal to 30 min.) in the temperahjre range of about 600 degrees C to about 800 degrees C. 

60 The Cb ti^eatment is needed in order to get only a few ppm or less OH" content. 

The holdjng time at a particular temperature and the rate of heating to the hokjing temperature are the 
parameters whk^h control the desired volume fraction of vokfs, the size of the voids and tf>e physrcal nature 
of the voids or pores. The process described above results in the formation of interconnecting pores. 
Converswn of interconnecting pores to closed pores is achieved by "flash" sintering process which involves 

56 a rapid heating after the renr>oval of hydroxyl groups to a temperature in the range of about 800 degrees C 
to about 1200 degrees C and holding for a short time, such as several minutes (e.g., about 5 to about 15 
minutes). This rapid heating causes densification. i.e. sintering, at the surface of the microsphere without 
complete densificatron of the body, i.e., without elimination of the vokJs. Gonsequentiy, a high volume 
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fraction of the pores inside the sphere are manufactured with surface sintering or with a collapsing of pores 
at the surface. Fig. 10 shows the densification process of aerogel monoliths based on which the sintering of 
aerogel powders was developed. A slight coalescing of the particulates in the powder occurs on thermal 
treatment at higher temperatures. The particulates are subsequently ground, preferably by air jet milling to 
6 avoid contamination. 

Microsphere size and size distribution also has an important influence on packing factor, particularly 
when very thin dielectric layers are to be made. Generally speaking, packing factor is the volume percent 
occupied by a filler. The formulations of the examples to follow call for microporous silica-gel particle or 
fitjer content of approximately 45% by volume. Size and size distribution must allow sufficient packing 
10 within the thinnest required laminate layer thickness. 

Considering all the previously mentioned effects of microsphere diameter, acceptable microspheres 
must exhibit a maximum diameter of no more than about 1 urn (10,000 Angstroms), but the smaller the 
better. 

Microspheres of the present invention range in size from about 0.1 urn to 0.5 um; the size of the voids 

/6 is in the range of about 1 nm to about 20 nm (about 10 Angstroms to about 200 Angstroms). 

Scanning Electron Micrographs (SEMs) typical of the monosize aerogel and the distribution of aerogel 
particulates in a photosensitive epoxy matrix thin film are shown in Rg. 4. The distribution of the 
conventional quartz powders in the same epoxy matrix is shown in Fig. 5. The photopatterning of the resin 
mixture was done by conventional lithography techniques. After photopatterning and developing, the 

20 conventional mixture of the quartz partk;les shows the pull-out of the quartz F)articulates (see Figs. 6 and 7). 
whereas the aerogel particulates remain strongly borxjed with the epoxy matrix (see Figs. 8 and 9). 

Ionic contamination must also be considered. k>nic contamination can result from using either ion 
contaminated resin or from ions leaching from the glass fabric or mk^rosphere shell walls. The preserKe of 
ions in most electrical grade resins is carefully confrolled and is usually not a problem. However, sodium 

25 and potassium ions are present in most glasses. It is for this reason that the levels of sodium and potassium 
oxide are kept below 1% in glass ctoth used for electrical applications (E-glass). The microspheres of the 
present invention contain neither potassium oxide nor sodium oxide. 

In addition, since these microspheres are formed by the sol-gel method of the invention, the method to 
be descrit>ed below, they are substantially free of alpha radiation, a form of natural radiation which is a 

30 common problem where naturally occurring materials are used and which interferes with the performarKe of 
tt>e semiconductor chips. Therefore, they also can be used in semiconductor encapsulant applications. 
Alpha radiation is a product of the decomposition of radioactive isotopes such as uranium arKi thorium 
impurities. Impurities of this nature even on a part per billion level can produce alpha partk^le emission and 
as a result cause soft errors in memory chips. 

36 Lx)w coefficient of thermal expansk>n of a dielectric laminate is obtained by incorporating therein the low 
alpha emitting inorganic filler of the present invention. The purity of commercial grade tetraethoxysilane 
from which aerogel fillers are produced can be markedly increased by a single distillatwn. Table 3 shows 
the effect of distillation on the purrty of ethyl silicate as reported by Gossink et aJ ("Ultrapure Si02 and AbOa 
for the Preparatton of Low Loss Compound Glasses" in Met. Res, Bull. 10(1975) 35). 

40 Dielectric laminates are most commonly made by impregnating a roll of ck)th material with a resin. This 
is done by dipping the cloth into a tank of resin and then drying and partially curing the resin with heat. 
Later the impregnated ctoth, or prepreg, is cut up and press laminated or clad to copper foil, thus forming 
the laminate. The same process is used when microspheres are included by the process of the present 
inventk)n. In this case a mixture of resin, and aerogel partk;ulates dispersed in the resin is used. Since 

46 porous mk^ospheres have a lower density than the resin/solvent mix, they normally tend to fk>at. However 
because of the small size of the mrcrospheres of tt>e present invention, they have little buoyancy in relation 
to drag due to the liquid resin, and only minimal agrtatk>n, such as mixing with a rotating paddle agitator, is 
needed to keep them fully and uniformly suspended. The mixing nnay also be accomplished by ultrasonic 
agitation using a high power ultrasonic probe. A typical scanning electron mrcrograph of a composite resin 

50 having incorporated a high volume fraction of dispersed aerogel particulates is shown in Fig. 1 1 . 

The dielectric materials of the present invention must withstand very high lamination pressures without 
breaking. These laminates are made from a polynr^er resin having aerogel dispersed therein, by using flat 
bed press or autoclave lamination or extmsion. Dielectric sheets are sandwrched between two sheets of 
copper and laminated under heat and pressure. Typrcally 2.07 x 10* to about 1.38 x lO' Pa (about 300 to 

66 about 2000 PSI) pressure is used. One further important property a suitable microsphere filler must exhibit 
is the ability to withstand the pressure of this lamination process without breaking. It is suggested that 
suitable microspheres must exhibit no more than 10% volume k)ss due to breakage at isostatic pressures of 
6.9 x 10^ Pa (1000 PSI). The microspheres of the present invention can substantially withstand a far higher 
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pressure. Microsphere size is also important during lamination. Previous microsphere laminates suffered 
orientated warpage when heated. It is believed that when laminated in the horizontal position, the larger 
microspheres would migrate toward the top surface resulting in non-uniform distribution. 

When sufficiently small sized microspheres are used as in the present invention, many problems 

5 previously experienced or anticipated will not occur. Benefits of very small microspheres include reduced 
buoyancy, unifomn distribution, improved packing factor and enhanced electrical reliability. 

In the present invention, the microspheres, being of extremely small diameter, remain uniformly 
distributed. A typical microstructure of an epoxy resin matrix composite having aerogel particulates as 
dispersed phase is shown in Figure 11, It is evident from the figure that the distribution of the spheres is 

10 quite uniform. Fig. 12 shows the distribution of commercial quartz powders, in the same weight fraction as 
aerogel particles, in an epoxy matrix. 

The invention can be processed by known methods of vacuum lamination. A resin/microsphere 
precursor/carrier structure prepreg is prepared, B-stage cured, and then vacuum laminated. The impregna- 
tion mix is prepared by adding a predetermined quantity of microsphere precursor to the resin/solvent 

75 mixture sufficient to result in a packing factor of, for example, about 50% when the solvent is driven off and 
the sol-gel reaction is complete. The dielectric constant of the porous silica gel filler will be dictated by the 
volume fraction of the residual porosity. It is evident from the Tables 4 and 5 that the dielectric constants of 
the composites can be tailored by controlling the chemical composition of the aerogel, the volume fraction 
of the "hollowness", or voids, in the aerogel, and the nature of the polymer and volume of tiie aerogel 

20 having a particular void volume. Thus the approach of tiie present invention provides the flexibility to 
develop composites having values within a range of dielecti-ic constants in either thin film or thick substrate 
form. It should be noted (See Table 3) that if the residual voids in SiCfe comprise 40%, the dielectric 
constant will be between 2.2 and 2.8, t>ased on the parallel mixing njle of calculating Er total as a weighted 
average of the Ers of the individual components. It shoukJ be emphasized that because of the exti-emely 

26 small pore diameter and the closing of pores after thermal ti'eatment, the porosity can be maintained even 
after the formation within the organic polymer. Consequentiy, a composite comprising SiOa gel skeleton, 
within extiremely small pores and polymer will be generated. The dielectric constant of the composite will be 
governed by: (a) the dielectiric constant of the polymer, (b) the volume fraction of residual porosity, and (c) 
the dielectric constant of tf>e gel, i.e. 3.8 for S\Oz. The dielectric constant of the glassy gel particulates is 

30 further reduced by incorporating tx>ron oxide into the silica gel phase (D-Glass). The residual porosity and 
mechanical properties of the Si02 gel can be conti'olled by controlling the thermal history and the gel 
processing parameters in the manner described above. The sizes of the vokJs in the gel phase is in 
nanoscale. The sizes can be varied from about 2 nm to about 50 nm (about 20 Angstroms to about 500 
Angsti-oms) as a hjnction of the gel synthesis procedure and the thermal treatment after supercritical drying, 

36 as described above. 

Figs 13 and 14 show the distiribution of aerogel partrculates and of conventional quartz particulates 
respectively in the same weight fraction in a photosensitive epoxy resin. Because of very low density of the 
aerogel particles, the volume fraction occupied by the aerogel microsphere is much higher. A typical 
calculation of the dielectric constant of porous silica gel as a function of volunrw of porosity is shown in 

40 Tables 4 and 5. The estimated dielectiic constants of SiOa aerogel reinforced polymer components with 
varying volume fractions of aerogel microspheres having varying void contents are shown in Table 5. It is 
evident from the Table that even with as low as a 15% void content silica aerogel with a minimum 10% 
volume aerogel in the polymer having a dielectiic constant 2.7 can make a composite laminate with a 2.74 
dielecti-ic constant However, the void content in the aerogel can be easily kept in the range of about 5% to 

46 about 30% without significant deterioration of the mechanical properties of the aerogel. The aerogel 
particulates in our experiments were thermally ti^eated in the temperature range of about 600 degrees C to 
about 1200 degrees C to reduce the porosity, to remove hydrc>xyl content and to collapse the interconnec- 
ting pores. The tower dielectric constant of the D-Glass, which is a lx)rosilicate glass, is due to the presence 
of the B203 in the silica phase. 

50 The combination of optimum microsphere size and packing factor of the present invention enables the 
filled dielecti-ic material to withstand the heat and pressure cycle of lamination without undergoing breakage 
of the microporous microspheres. Because of the extiremely fine size of the spheres and the absence of 
complete hdtowness, the aerogel particulates are mechanically sb-ong, particularly after partial densification. 
The microspheres are ti-eated with the silane-based coupling agent suitable for use with the specific 

56 resin. An especially suitable coupler for these formulations has been found to be about 0.5 to about 3% 
silane coupling agent for best moisture resistance and acceptable wet dielectrrc loss performance. Silane 
resin binds the filler particles within the resin matrix and minimizes the volume of the interfacial areas 
between the resin matrix and the microspheres. 
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The carrier/reinforcement material may be any known type of reinforcement such as glass or poly- 
tetrafluoroethylene (PTFE). The carrier fabric or film selected depends mostly on the properties desired for 
the finished laminate. These include thickness, Er, CTE, and the intended product application. Acceptable 
carrier materials include woven and non-woven fiber glass and polymer fabrics and mats. Organic films 
5 such as polyimide film can also be used. Low Er fabrics such as D-glass. aramids such as Kevlar and 
Nomex, both registered trademarks of E. I. Dupont de Nemours and Company, poly p-pheny(ene ben- 
zobisthiazole, poly p-phenylene benzobisoxazole, Polyetheretherketone, aromatic polyesters, quartz, S- 
glass, and the like, can also be used in the formulation. The reinforcement can be in a cowoven or 
comingled form. A typical microstructure of monodispersed Si02 get particulates which could be used as 

70 the dispersed phase in the fabrication of particulate reinforced composites is shown in Figure 4. The pore 
diameter is in the range of about 1 nm to about 50 nm (about 10 Angstroms to about 500 Angstroms). A 
pore diameter in the 1 nm to 10 nm (10 Angstrom to 100 Angstrom) range is preferable. 

Properties such as Er, Tg, water absorption, flammability, dielectric loss, melt viscosity, and gel time 
must all be considered in selecting the resin. In general, high temperature resistance and low dielectric 

15 constant are perfomned. One especially suitable epoxy resin from Ciba-Geigy Inc. is Ciba-Geigy Araldite 87- 
212. This resin has a bromine content of about 29%. Another suitable epoxy resin is Dow XU71825 
marketed by Dow Chemical Company. Arocy F-40, a fluorlnated dicyanate resin, marketed by Rhone- 
Poulenc, Inc. Is also acceptable. Blends of epoxy and Arocy F-40 also appear to be acceptable. Resins 
such as Cyanates, Benzocyclobutenes, Ruoropolymers, (CTFE, PTFE, FEP, Teflon AF a trademark of E.l. 

20 DuPont de Nemours & Co., Inc., PFA), polyimides and the like, can also be used In the formulation. 

The composite resin hiaving various ratios of the resin/microsphere with various volume fractions of 
voids in the microsphere are used as the fabric prepreg materials in impregnating fabrics of various 
dielectric constants. A simple estimation of the Er of the fiber reinforced composite impregnated with the 
tow dielectric constant composite resin can be made. The estimated values show that a fiber reinforced 

25 composite laminate having a dielectric constant 3.00 or even tower can be made with inorganic fabrics 
impregnated with a composite resin having a dielectric constant of 2.7. However, the prime advantage of 
this approach Is the towering of the CTE of the composite laminate as well as the dielectric constant. It 
should be noted also that the softening point, or Tg, of the final laminate will also t>e higher t)ecause the 
presence of the glassy filler incorporated Into the polymer will Increase the Tg of the polymer. 

30 Preparation of Monosize Silica Gel Powders: 

Monodispersed silica gel powders were prepared by the procedure originally developed by Stober et at. 
Tetraethoxysllane (TEOS) was hydrolyzed by a mixture of NH4OH and water in ethanol. A typical 
composition was 0.3 M to 0.5 M TEOS and .5 to 1.0 M NH3 and 8.0 to 14 M H2O. After the formation of 
dispersed particulates In ethanol. the solvent ethanol was removed by supercritical drying/extraction so that 

35 the vokjs generated during the polymerization process are maintained, and thus uttra high porosity 
particulates are produced. The gel particulates dispersed in ethanol solvent were dried by the supercritical 
drying technique. A brief description of the technique is given below: The gel powders dispersed in ethanol 
were placed In an autoclave and the drying was done under the supercritical condition of the solvent. The 
solvent is exf acted at temperatures above the critical point Tc of the solvent at a critrcal pressure (Pc). At 

40 these conditions, solvent Is renr>oved without Inducing capillary pressure and collapse of pores, due to 
Interfadal tensksn. The first step was to apply an over pressure of Argon which is slightly higher than the 
critical pressure (Pc) of ethanol, by introducing Argon from an Argon cylinder. The pressure was Increased 
to a pressure ranging from 8.27 x 10^ to 8.96 x 10« Pa (1200 PSI to 1300 PSI). Once the pressure was 
reached, the temperature of the autoclave was increased slowly to a temperature above the critical point of 

46 ethanol in the range of about 250 degrees C to 260 degrees C; during this time the pressure was 
maintained in between 8.27 x Itf to 8.96 x 10^ Pa (1200 PSI and 1300 PSI) by purging out Argon, if 
necessary. Once the temperature reached 250 degrees C, the temperatijre was allowed to remain constant. 
At this stage the fluid was purged by depressurizing and flushing with dry inert Argon. After the flushing out 
of the solvent, the system was cooled to room temperature. It shoukJ be noted tiiat the capillary force 

50 during air drying can be expressed as 



55 



P = 2 ^ COS e 



where r Is the Interfacial tension of liquid, r is the capillary radius and e is the wetting angle. Note that tho 
capillary force could be as high as 10^ N/m^ with the submicron scale pores when the wetting angle is zero 
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and the solvent is ethanol. Thus, the capillary pressure is high enough to collapse the pores or voids of very 
fine sizes, (n other words, the stress increases without linnit as r approaches zero value. During supercritical 
drying, however, this capillary pressure is almost non-existent because interfacial tension y approaches 
zero. Consequently, the collapsing of the pores is insignificant or does not take place. As a result, a highly 

5 porous gel is obtained. Table 2 gives the pore volumes of aerogels and their densities. 

Expehments have also been performed using silica aerogels as dispersed phase and Xydar from 
DARTCO Mfg., Inc., as a matrix phase. Xydar is a wholly aromatic thermoplastic polyester based on p- 
hydroxybenzoic acid, terephthalic acid, and bisphenol. Fine powdery resin was obtained by sifting Xydar 
XD-6 through a 50 mesh sieve. 

10 As prepared silica aerogel particulates having a porosity of about 80% and a pore diameter of about 10 
nm (about 100 Angstroms) were used as the dispersed phase after thermal treatment at 600 degrees C for 
2 hours. 

The volume fraction of porosity and the diameter of the hollow microspheres decreased to a certain 
extent after the thermal treatment, but were not measured. After being dried at 120 degrees C for 2 hours 
75 under vacuum, Xydar powder (15g) was blended with 5.0g of dried aerogel and filled in a 4 x 4 in mold with 
two pieces of 28.35 g (1 02.) copper on each side. Lamination (molding) was carried out at 430 degrees C 
under nitrogen for 20 minutes. The resulting laminate, with thickness exhibited a dielectric constant of 2.46 
at 1 GHz. 

The resultant dielectric constant 2.46 was lower than the dielectric constant 2.72 of the Xydar itself, and 

20 also lower than the dielectric constant of dense silica glass, which is 3.8. The results indicate that the voids 
in the microspheres are maintained throughout processing and contribute to the lowering of the dielectric 
constant of the composite. It was noted that the presence of silica gel reduced the CTE of the composite; 
the presence of microspheres had no effect thereon. The CTE of the composite laminate was measured 
and was in the range of about 16 ppm to about IB ppm. 

25 The above process can be applied in making low dielectric, low CTE thin films for use as dielectric 
layers for high density packaging. The process has a general significance in tailoring the dielectric 
constants of dispersed phases, which could be inorganic or mixed inorganic-organic gets, and thus to tailor 
the dielectric constant of the composite of which it is a part. Commercially available fluoropolymer material, 
such as Rogers 2810, from Rogers Corporation, has a dispersed solid glassy phase of mixed size and a 

30 dielectric constant of 2.8. 

The dispersed phase can be replaced in the present invention by aerogels of controlled size and 
taibrable dielectric constant. Moreover, the aerogel microspheres are of submicron size and dispersed in 
the resulting composite homogenously. The adhesion of the microspheres with the polymer will be 
acceptably good due the the high surface reactivity of submicron aerogel. 

35 The role of the aerogel particulates is to produce an isotropic CTE, increase compressive strength of 
the dielectric, decrease dielectic constant, increase the toughness of the dielectric, and improve adhesion 
between the dispersed phase and the polymer matrix because of the high surface reactivity and the 
increase of total surface area due to the small sizes of the aerogel particulates. 
Mixed inorganic/organic aerogels: 

40 Silica gel doped with polydim6thylsik)xane solution (PMDS) was used to reduce the brittteness of the glassy 
phase and to improve the adhesion of particulates to the matrix phase. The concent^tion of PDMS is from 
2.5 to 5 grams per 100 grams of silica/inorganic silicate phase. This concentration is too low to significantiy 
lower the CTE of ttie dispersed phase, but is high enough to tower the brittteness of the glassy gel phase. A 
typical synthesis procedure of the organically modified sol-gel is given betow. 

46 The silica sol doped with a small concenb-ation of polydimethylsiloxane solution was prepared by mixing 
2.5 g of polydinr>ethylsiloxane solution (i.e., silarwl terminated polydimethylsitoxane oligomers from Petrarch 
Systems, Inc.) in 100 g of silica in a silica sol, i.e., to silica sol comprising 100 g of silica in ethanol. The 
polydimethylsiloxane solution was added after the partial hydrolysis of tetraethoxysilane. The mixture was 
agitated for 1/2 hour to 1 hour before the precipitation of dispersed spherical particulates by following the 

60 procedure described in the section herein entitied, "Preparation of Monosize Silica Gel Powders". 

The SI-OH torminatod polydimethylsiloxane chains react with polymeric tetraethoxysilane molecules to 
give silica aerogels with improved toughness, primarily because of the presence of the flexible tMreakage of 
the organic chains t>etween the silicate networks. A typical representation of mixed inorganic-organic gel is 
given below: 

56 
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When the formulation and processing as described atx)ve are employed, a high quality, cost competi- 
tive, reliable, low Er microsphere laminate circuit board can be manufactured which exhibits low shrink 
warpage on processing, low dielectric constant, low dielectric loss tangent, acceptable dielectric breakdown 
voltage, acceptable adhesive strength, low CTE and low moisture absorption, and which passes solder 
shock testing. Photosensitive low dielectric thin film composite dielectric layers were also fabricated using a 
blend of photosensitive epoxy and aerogel particulates. 10-30% aerogel with an epoxy compound SU8 
(from Hi-Tek, Inc.) and a cationic photoinitiator UVE-1014 available from GE were blended in methylisobutyl 
ketone 25 urn (one mil) thick film was prepared by solution coating. After 50 mJ/cm^ exposure, develop- 
ment and cure at 150 degrees C, samples are shown in Fig. 13. To compare the superiority of the aerogel 
fillers, the patterns were devetoped using ccMfnmercial quartz powders with the same proportions. Compari- 
son of Figs. 13 and 14 shows the difference in the distribution and the adhesive behavior of two types of 
particulates in the matrix. It should be noted that because of the low density of the aerogel a high volume 
fraction of aerogel can be introduced, although the weight fraction is the same as that of dense quartz 
powder. The particles are well distributed and show no debonding, which is pronounced with the 
commercial quartz powders (see Figs. 13 and 7). 

Claims 



1. A filled dielectric material having a dielectrrc constant below 3.0, comprising at least one polymer resin 
and a filler of molecular dimension. 

35 

2. The material recited in claim 1, wherein the polymer resin is selected from the group consisting of 
cyanate, epoxy. benzocyclobutane, polyimide, fluoropolymer and fluorinated dicyanate. 

3. The material of claim 1 or 2, wherein the filler comprises an aerogel filler 

40 

4. The material recited in anyone of claims 1 to 3, wherein the filler comprises microporous aerogel 
inorganic or mixed organk:/inorganic microsphere fillers having less than 1 urn diameter. 

6. The material recited in claim 4, wherein the microporous aerogel inorganic or mixed organic/inorganic 
46 microspheres of the filler are randomly distributed and exhibit a compressive strength of between about 
3.45 X 10^ to about 3.45 x 10^ Pa (about 500 to about 5000 pounds per square inch). 



6. The material recited in claim 1, comprising also a reinforcement material. 



60 7. The material recited in claim 6, wherein the reinforcement material comprises a woven cloth, mat or 
film selected from the group consisting of glass, ceramic, fluoropolymer, polyester, quartz, polyimide, 
Kevlar®, Nomex», poly p-phenylene benzobisthiazole, poly p-phenylene benzobisoxazole, Aramid, 
polyetheretherketone, and aromatic polyester. 

55 8. The material recited in anyone of the preceding claims, wherein the polymer resin and aerogel 
inorganic microsphere filler comprise a flame retardant material. 

9. The material recited in anyone of the preceding claims, wherein the aerogel microspheres of the filler 
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are glass or silica waited and have a mean diameter from about 1 nm to about 1000 nm (about 10 
Angstroms to about 10,000 Angstroms), and include voids having a maximum diameter of less than 
atwut 10 nm (100 Angstroms). 

5 10. The material recited in claim 9 wherein the aerogel microspheres of the filler comprise from about 25 to 
about 65 percent by volume. 

11. A printed circuit board comprising a filled dielectric material having a dielectric constant below 3.0, 
which material includes at least one polymer resin and aerogel inorganic or mixed organic/inorganic 

10 microsphere filler of molecular dimension; the circuit board also including at least one layer of 
conductive material disposed on at least a portion thereof, and optionally a reinforcement material. 

12. A method of making a printed circuit board including a filled dielectric material having a dielectric 
constant less than 3.0. comprising: 

75 a) making a mixture of polymer resin and aerogel microspheres; 

b) impregnating a reinforcement material with the mixture to form a prepreg material; 

c) partially curlr»g the impregnated reinforcement material; 

d) cladding the partially cured impregnated reinforcement material with at least one layer of metal; 
and 

20 e) laminating together a plurality of layers of metal clad impregnated reinforcement material under 

heat and pressure. 

13. The method recited in claim 12, including in addition the step of drilling at least one through hole. 

26 14. A method of making a printed circuit board Including a filled dielectric material having a dielectric 
constant less than 3.0, comprising: 

a) making a mixture of polymer resin and aerogel microspheres, either by solution mixing or melt 
blending and extrusion; 

b) cladding the extruded mixture with a layer of metal; and 

30 c) laminating together under heat and pressure a plurality of layers of the metal clad extruded 

mixture. 

16. A method of making a circuit pattem on an electronic sutistrate comprising: 

applying to a substrate a layer of photosensitized polymer resin material which includes microporous 
35 inorganic or mixed inorganic/organic aerogel microsphere filler having less than 1 um diameter; 

at least partially curing the resin material and exposing and devetoping a circuit pattern in the at least 
partially cured resin material photolithographically; and 
plating metal on the substrate to build up the circuit pattern. 
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FIG. 2 
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FIG. 9 



17 



EP 0 512 401 A2 




EP 0 512 401 A2 




EP 0 512 401 A2 




FIG. 14 
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TABLE 1 

DIELECTRIC CONSTANTS OF THERMOPLASTICS 



POLYMER DIELECTRIC CONSTANT (E) 

EPOXY 3.6 

POLYETHYLENE 2.3 

POLYPROPYLENE 2.3 

POLYIMICES 3.1 TO 3.8 

POLYTETRAFLUROETHYLENE 2.1 
(PTFE) 

XYDAR®(AMOCO CHEM. CO.) 2.7 

FLUORINATED POLYMIDE 2.4 TO 2.9 

PEEK 3.3 

TORLON®(AMOCO CHEM. CO.) 3.5 

BISPHENOL A CYANATE 2.8 TO 3.0 

AROCY F-40 (RHONE-POULENC) 2.65 

VECTRA®(HOECHST~CELANESE) 2.7-3.2 



TABLE 2 

PHYSICAL PROPERTIES OF Si02 AEROGEL 



DENSITY POROSITY DIELECTRIC CONSTANT 

P(q/cm3) VOL. FRACTION E 

0.065 0.972 

0.11 0.953 

0.141 0.37 

0.156 0.930 1.14 

(AT 1 MHz) 
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